Intrinsically Competitive Photoinduced Polycyclization and Double-Bond Shift through a Boatlike Conical Intersection.
A mechanistic view of the deactivation of photoexcited cycloocta-1,3,5,7-tetraene (COT*) through a novel type of conical intersection is provided by ab initio studies. As a consequence of this deactivation, the formation of semibullvalene (SBV) and of the double-bond-shifted isomer of COT are intrinsically bound. Both gas-phase and solution-phase experimental data are explained.